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1
LIQUID-CRYSTALLINE MEDIUM

The present mmvention relates to a liquid-crystalline
medium (LC medium), to the use thereot for electro-optical
purposes, and to LC displays containing this medium.

Liquid crystals are used principally as dielectrics in display
devices, since the optical properties of such substances can be
modified by an applied voltage. Electro-optical devices based
on liquid crystals are extremely well known to the person
skilled 1n the art and can be based on various effects.
Examples of such devices are cells having dynamic scatter-
ing, DAP (deformation of aligned phases) cells, guest/host
cells, TN cells having a twisted nematic structure, STN (su-
pertwisted nematic) cells, SBE (super-birefringence etiect)
cells and OMI (optical mode interference) cells. The com-
monest display devices are based on the Schadt-Helirich
effect and have a twisted nematic structure. In addition, there
are also cells which work with an electric field parallel to the
substrate and liquid-crystal plane, such as, for example, IPS
(in-plane switching) cells. TN, STN, FFS (Iringe field switch-
ing) and IPS cells, 1 particular, are currently commercially
interesting areas of application for the media according to the
ivention.

The liquid-crystal materials must have good chemical and
thermal stability and good stability to electric fields and elec-
tromagnetic radiation. Furthermore, the liquid-crystal mate-
rials should have low viscosity and produce short addressing,
times, low threshold voltages and high contrast 1n the cells.

They should furthermore have a suitable mesophase, for
example a nematic or cholesteric mesophase for the above-
mentioned cells, at the usual operating temperatures, 1.€. in
the broadest possible range above and below room tempera-
ture. Since liquid crystals are generally used as mixtures of a
plurality of components, it 1s important that the components
are readily miscible with one another. Further properties,
such as the electrical conductivity, the dielectric anisotropy
and the optical anisotropy, have to satisty various require-
ments depending on the cell type and area of application. For
example, materials for cells having a twisted nematic struc-
ture should have positive dielectric anisotropy and low elec-
trical conductivity.

For example, for matrix liquid-crystal displays with inte-
grated non-linear elements for switching individual pixels
(MLC displays), media having large positive dielectric
anisotropy, broad nematic phases, relatively low birefrin-
gence, very high specific resistance, good UV and tempera-
ture stability and low vapour pressure are desired.

Matrix liquid-crystal displays of this type are known.
Examples of non-linear elements which can be used to indi-
vidually switch the individual pixels are active elements (1.¢.
transistors). The term “active matrix” 1s then used, where a
distinction can be made between two types:

1. MOS (metal oxide semiconductor) or other diodes on
silicon walers as substrate.
2. Thin-film transistors (TFTs) on a glass plate as substrate.

The use of single-crystal silicon as substrate matenal
restricts the display size, since even modular assembly of
various part-displays results in problems at the joints.

In the case of the more promising type 2, which is pre-
terred, the electro-optical effect used 1s usually the TN effect.
A distinction 1s made between two technologies: TFTs com-
prising compound semiconductors, such as, for example,
CdSe, or TFTs based on polycrystalline or amorphous sili-
con. Intensive work 1s being carried out worldwide on the
latter technology.

The TFT matrix 1s applied to the 1nside of one glass plate of
the display, while the other glass plate carries the transparent
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2

counterelectrode on 1ts inside. Compared with the size of the
pixel electrode, the TFT 1s very small and has virtually no
adverse effect on the image. This technology can also be
extended to fully colour-capable displays, 1n which a mosaic
of red, green and blue filters 1s arranged 1n such a way that a
filter element 1s opposite each switchable pixel.

The TF'T displays usually operate as TN cells with crossed
polarisers 1n transmission and are backlit.

The term MLC displays here encompasses any matrix dis-
play with integrated non-linear elements, 1.e., besides the
active matrix, also displays with passive elements, such as
varistors or diodes (MIM=metal-insulator-metal).

MLC displays of this type are particularly suitable for TV
applications (for example pocket televisions) or for high-
information displays for computer applications (laptops) and
in automobile or aircraft construction. Besides problems
regarding the angle dependence of the contrast and the
response times, difficulties also arise in MLC displays due to

insuificiently high specific resistance of the lhiquid-crystal
mixtures [TOGASHI, S., SEKI-GUCHI, K., TANABE, H.,
YAMAMOTO, E. SORIMACHI, K. TAMA, E.,
WATANABE, H., SHIMIZU, H., Proc. Eurodisplay 84, Sep-
tember 1984: A 210-288 Matrix LCD Controlled by Double
Stage Diode Rings, pp. 141 1., Paris; STROMER, M., Proc.
Eurodisplay 84, September 1984: Design of Thin Film Tran-
sistors for Matrix Addressing of Television Liquid Crystal
Displays, pp. 145 1I., Paris]. With decreasing resistance, the
contrast of an MLC display deteriorates, and the problem of
alter-image elimination may occur. Since the specific resis-
tance of the liquid-crystal mixture generally drops over the
life of an MLC display owing to interaction with the interior
surfaces of the display, a high (initial) resistance 1s very
important 1n order to obtain acceptable lifetimes. In particular
in the case of low-volt mixtures, 1t was hitherto impossible to
achieve very high specific resistance values. It 1s furthermore
important that the specific resistance exhibits the smallest
possible increase with increasing temperature and after heat-
ing and/or UV exposure. The low-temperature properties of
the mixtures from the prior art are also particularly disadvan-
tageous. It 1s demanded that no crystallisation and/or smectic
phases occur, even at low temperatures, and the temperature
dependence of the viscosity 1s as low as possible. The MLC
displays from the prior art thus do not satisiy today’s require-
ments.

Besides liquid-crystal displays which use backlighting, 1.e.
are operated transmissively and 1f desired transtlectively,
reflective liquid-crystal displays are also particularly interest-
ing. These reflective liquud-crystal displays use the ambient
light for information display. They thus consume signifi-
cantly less energy than backlit liquid-crystal displays having
a corresponding size and resolution. Since the TN effect 1s
characterised by very good contrast, reflective displays of this
type can even be read well 1n bright ambient conditions. This
1s already known of simple reflective TN displays, as used, for
example, 1n watches and pocket calculators. However, the
principle can also be applied to high-quality, higher-resolu-
tion active matrix-addressed displays, such as, for example,
TFT displays. Here, as already 1n the transmissive TFT-TN
displays which are generally conventional, the use of liquid
crystals of low birefringence (An) 1s necessary in order to
achieve low optical retardation (d-An). This low optical retar-
dation results in usually acceptably low viewing-angle depen-
dence of the contrast (cf. DE 30 22 818). In retlective dis-
plays, the use of liquid crystals of low bireiringence 1s even
more important than in transmissive displays since the effec-
tive layer thickness through which the light passes 1s approxi-
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mately twice as large in reflective displays as in transmissive
displays having the same layer thickness.

For TV and wvideo applications, displays having {fast
response times are required 1n order to be able to reproduce
multimedia content, such as, for example, films and video
games, in near-realistic quality. Such shortresponse times can
be achieved, in particular, i1 liguid-crystal media having low
values for the viscosity, 1n particular the rotational viscosity
v., and having high optical anisotropy (An) are used.

Thus, there continues to be a great demand for MLC dis-
plays having very high specific resistance at the same time as
a large working-temperature range, short response times,
even at low temperatures, and a low threshold voltage which
do not exhibit these disadvantages or only do so to a lesser
extent.

Inthe case of TN (Schadt-Helirich) cells, media are desired
which facilitate the following advantages 1n the cells:

extended nematic phase range (in particular down to low
temperatures)

the ability to switch at extremely low temperatures (out-
door use, automobiles, avionics)

increased resistance to UV radiation (longer lifetime)
low threshold voltage.

The media available from the prior art do not enable these
advantages to be achieved while simultaneously retaining the
other parameters.

In the case of supertwisted (STN) cells, media are desired
which facilitate greater multiplexability and/or lower thresh-
old voltages and/or broader nematic phase ranges (1n particu-
lar at low temperatures). To this end, a further widening of the
available parameter latitude (clearing point, smectic-nematic
transition or melting point, viscosity, dielectric parameters,
clastic parameters) 1s urgently desired.

In particular 1n the case of LC displays for TV and video
applications (for example LCD TVs, monitors, PDAs, note-
books, games consoles), a significant reduction 1n the
response times 1s desired. A reduction 1n the layer thickness d
(“cellap™) of the LC medium 1n the LC cell theoretically
results in faster response times, but requires LC media having
higher birefringence An in order to ensure an adequate optical
retardation (d An). However, the LC materials of high bire-
fringence known from the prior art generally also have high
rotational viscosity at the same time, which 1n turn has an
adverse effect on the response times. There 1s therefore a
demand for LC media which simultaneously have fast
response times, low rotational viscosities and high birefrin-
gence.

The mvention 1s based on the object of providing media, in
particular for MLC, TN, STN, FES or IPS displays of this
type, which have the desired properties indicated above and
do not exhibit the disadvantages mentioned above or only do
so to a lesser extent. In particular, the LC media should have
fast response times and low rotational viscosities at the same
time as high birefringence. In addition, the LC media should
have a high clearing point, high dielectric anisotropy and a
low threshold voltage.

It has now been found that this object can be achieved i LC
media comprising one or more compounds of the formula I
are used. The compounds of the formula I result in mixtures
having the desired properties indicated above.

The mvention relates to a liquid-crystalline medium, char-
acterised 1n that 1t comprises one or more compounds of the
formula I

5

10

15

20

25

30

35

40

45

50

55

60

65

I
I 1.5 I
O
R04<: O O O XO
O
Lo Iy I
in which
R® denotes an alkyl or alkoxy radical having 1 to 15 C atoms,

where, 1n addition, one or more CH, groups 1n these radi-
cals may each be replaced, independently of one another,

by C—=C , CF,0, CH—CH

—O— OO

O—, —CO—0O— or —O—CO—1n such a way that O

atoms are not linked directly to one another, and where, 1n
addition, one or more H atoms may be replaced by halogen,

X® denotes F, Cl, CN, SF., SCN, NCS, a halogenated alkyl

radical, a halogenated alkenyl radical, a halogenated

alkoxy radical or a halogenated alkenyloxy radical having

up to 6 C atoms, and
L'-° each, independently of one another, denote H or F.

Surprisingly, it has been found that LC media comprising
compounds of the formula I have a very good ratio of rota-
tional viscosity v, and clearing point, a high value for the
optical anisotropy AS and high birelfringence An, as well as
fast response times, a low threshold voltage, a high clearing
point, high positive dielectric anisotropy and a broad nematic
phase range. Furthermore, the compounds of the formulal are
very readily soluble 1 liquid-crystalline media.

The compounds of the formula I have a broad range of
applications. Depending on the choice of substituents, they

can serve as base materials of which liquid-crystalline media
are predominantly composed; however, liquid-crystalline
base materials from other classes of compound can also be
added to the compounds of the formula I in order, for
example, to modily the dielectric and/or optical anisotropy of
a dielectric of this type and/or to optimise its threshold volt-
age and/or 1ts viscosity.

Preferred compounds of the formula I are mentioned
below:

RD{ZHO%@%@%
-~ OO~
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-continued
I-3
F I3
O
O
[-4
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in which R” has the meanings indicated above and preferably
denotes straight-chain alkyl. Particular preference is given to
the compounds of the formulae I-2 and I-4, preferably in
which R” denotes C,H., n-C,H, orn-C.H,,.

In the pure state, the compounds of the formula I are
colourless and form liquid-crystalline mesophases 1n a tem-
perature range which 1s favourably located for electro-optical
use. They are stable chemically, thermally and to light.

The compounds of the formula I are prepared by methods
known per se, as described in the literature (for example 1n the
standard works, such as Houben-Weyl, Methoden der orga-
nischen Chemie [Methods of Organic Chemistry], Georg-
Thieme-Verlag, Stuttgart), to be precise under reaction con-

ditions which are known and suitable for the said reactions.
Use can also be made here of variants known per se, which are
not mentioned here 1n greater detail.

If R® in the formulae above and below denotes an alkyl
radical and/or an alkoxy radical, this may be straight-chain or
branched. It 1s preferably straight-chain, has 2, 3,4, 5, 6 or 7
C atoms and accordingly preferably denotes ethyl, propyl,
butyl, pentyl, hexyl, heptyl, ethoxy, propoxy, butoxy, pen-
toxy, hexyloxy or heptyloxy, furthermore methyl, octyl,
nonyl, decyl, undecyl, dodecyl, tridecyl, tetradecyl, pentade-
cyl, methoxy, octyloxy, nonyloxy, decyloxy, undecyloxy,
dodecyloxy, tridecyloxy or tetradecyloxy.

Oxaalkyl preferably denotes straight-chain 2-oxapropyl
(=methoxymethyl), 2-(=ethoxymethyl) or 3-oxabutyl (=2-
methoxyethyl), 2-, 3- or 4-oxapentyl, 2-, 3-, 4- or S-oxahexyl,
2-,3-,4-, 5- or 6-oxaheptyl, 2-, 3-, 4-, 5-, 6- or 7-oxaoctyl, 2-,
3-, 4-, 5-, 6-, 7- or 8-oxanonyl, 2-, 3-, 4-, 5-, 6-, 7-, 8- or
9-oxadecyl.

If R” denotes an alkyl radical in which one CH,, group has
been replaced by —CH—CH—, this may be straight-chain or
branched. It 1s preferably straight-chain and has 2 to 10 C
atoms. Accordingly, 1t denotes, in particular, vinyl, prop-1- or
-2-enyl, but-1-, -2- or -3-enyl, pent-1-, -2-, -3- or -4-enyl,
hex-1-, -2-, -3-, -4- or -5-enyl, hept-1-, -2-, -3-, -4-, -5- or
-6-enyl, oct-1-, -2-, -3-, -4-,-5-, -6-or-7-enyl, non-1-, -2-, -3-,
-4-,-5-,-6-, -7- or -8-enyl, dec-1-,-2-,-3-, -4-, -5-,-6-, -7-, -8-
or -9-enyl. These radicals may also be mono- or polyhaloge-
nated.

If R® denotes an alkyl or alkenyl radical which is at least
monosubstituted by halogen, this radical 1s preferably
straight-chain, and halogen 1s preferably F or Cl. In the case of
polysubstitution, halogen 1s preferably F. The resultant radi-
cals also include pertluorinated radicals. In the case of mono-
substitution, the tluorine or chlorine substituent may be 1n any
desired position, but 1s preferably 1n the w-position.

In the formulae above and below, X" is preferably F, Cl or
a mono- or polytluorinated alkyl or alkoxy radical having 1, 2
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6

or 3 C atoms or a mono- or polytluorinated alkenyl radical
having 2 or 3 C atoms. X" is particularly preferably F, C1, CF,
CHF,, OCF,;, OCHF,, OCFHCF;, OCFHCHF,, OCFH-
CHF,, OCF,CH,, OCF,CHF,, OCF,CHF,, OCF,CF,CHF,,
OCF,CF,CH,F, OCFHCF,CF,, OCFHCEF,CHF,,
OC”& CFE,, OCF—=—CF,, OCF,CHFCF;, OCF,CF,CFj,,
OCF,CF,CCIF,, OCCIFCF,CF;, CF—=CF,, CF—CHEF or
CH—CF,, very particularly preferably F or OCF,.

"l

Particular preference 1s given to compounds of the formula
I in which X® denotes F or OCF,. Further preferred com-
pounds of the formula I are those in which R denotes
straight-chain alkyl or alkoxy having 1 to 8 C atoms or
straight-chain alkenyl or alkenyloxy having 2 to 7 C atoms. In
the compound of the formula I, L° and L° preferably both
denote H, L” preferably denotes F. L' and L* preferably both
denote .

Further preferred embodiments are indicated below:

The medium additionally comprises one or more neutral
compounds of the formulae II and/or I11I:

~<O-OHOE

in which

11

[11

A denotes 1,4-phenylene or trans-1,4-cyclohexylene,
ais Qor 1, and
R denotes alkenyl having 2 to 9 C atoms,

and R* has the meaning indicated for R” in formula I and
preferably denotes alkyl having 1 to 12 C atoms or
alkenyl having 2 to 9 C atoms.

The compounds of the formula II are preferably selected
from the following formulae:

Ila

I1b

Ilc

I1d
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-continued -continued

alkyl 53
aGat >—<Q>— / \
II
H H \
Very particularly preferred compounds of the formula 11

are the compounds of the formulae

in which R*# and R** each, independently of one another, s o
denote H, CH,, C,H. or C ;H,, and *“alkyl” denotes a Y

straight-chain alkyl group having 1 to 8 C atoms. Par-

ticular preference 1s given to compounds of the formulae - - o

IIa and IIf, in particular in which R denotes H or CH,, / \ A

and compounds of the formula IIc, in particular in which ,,

R>* and R** denote H, CH,, or C,H.. o o -
Preference 1s furthermore given to compounds of the for- / Y

mula II which have a non-terminal double bond 1n the

alkenyl side chain: .- /_M O
/ <E>—< H %alkyl /

IIk

111

oy - oo
N oo

IIn _/

AU Oa e
_

Ilo
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-continued

H CzH7

/

C,Hs

C4Ho

/

/_/

The compounds of the formula III are preferably selected
from the following formulae:

OO
0O~

in which “alkyl” and R*“ have the meanings indicated
above, and R>“ preferably denotes H or CH,. Particular
preference 1s given to compounds of the formula I1Ib;

[11a

[1Ib

The medium preferably additionally comprises one or
more compounds selected from the following formulae:
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o A
A
(A A
QOO
A
AL

in which
R® and X" have the meanings indicated in formula I, and

Y'° each, independently of one another, denote H or F,

7° denotes —C,H,—, —(CH,),—, —CH=—CH—,
_ CF—CF—,—C,F,—,—CH,CF,—, —CF,CH,—.
_ CH,0—, —OCH,—, —COO—, —CF,0— or

—OCF,—, 1n the formulae V and V1 also a single bond,
and

r denotes O or 1.

In the compounds of the formulae IV to VIII, X° preferably
denotes F or OCF,, turthermore OCHF ,, CF,, CF,H, Cl,
OCH=—CF,. R" is preferably straight-chain alkyl or alk-

enyl having up to 6 C atoms.

The compounds of the formula IV are preterably selected
from the following formulae:

IVa
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-continued -continued
IVb Ve
I3 b b
-0~ - -OQ
IVe
b b
RY 5| 8| O X \%3
10

C 00~

20

VL
in which R® and X" have the meanings indicated above.

b
Preferably, R” in formulaV denotes alkyl having 1 to 8 C
RO T 50 atoms and X" denotes F;
b

2> The medium comprises one or more compounds of the

formula VI-1
VI-1
Y? y!
in which R” and X" have the meanings indicated above. 30 / /
Preferably, R” in formula IV denotes alkyl having 1 to 8 C RO \ / \ / 50,
atoms and X" denotes F, Cl, OCHF, or OCF,, further- / \ / \ ’
more OCH—CF,. In the compound of the formula IVb, \ \
R® preferably denotes alkyl or alkenyl. In the compound s Y* Y-
of the formula IVd, X® preferably denotes Cl, further-
more F. particularly preferably those selected from the following
The compounds of the formula V are preferably selected formulae:
from the following formulae: VL
-la
40 3 3

aod. oo

- OO0
- 000

~-0-0~ . P
(00~ - -

Vi-lc
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in which R” and X" have the meanings indicated above.
Preferably, R” in formula VI denotes alkyl having 1 to 8
C atoms and X° denotes F, furthermore OCF.,.

The medium comprises one or more compounds of the

formula VI-2 °
VI-2
Y3 NG /Yl 10
Y® Y4 \Y2 -
particularly preferably those selected from the following
formulae:
20
VI-2a
b b
25
R“@ CF,0 X
I3 b
VI-2b 30
I3 b
35
b
VI-2c¢
I3 b
40

/ / _
OO -
-O-O—O

/F £ 60
O OO

14

in which R” and X" have the meanings indicated above.
Preferably, R” in formula VI denotes alkyl having 1 to 8
C atoms and X" denotes F;

The medium preferably comprises one or more compounds
of the formula VII in which Z° denotes —CF,O—,

—CH,CH,— or —COO—, particularly preferably
those selected from the following formulae:

VII-1a

/F

F
VII-1b

/F
VII-1c¢

F

F
VII-1d

F

R04< H >—< H %cmcm—@xﬂ

VII-le

b
b

in which R® and X" have the meanings indicated above.
Preferably, R” in formula VII denotes alkyl having 1 to 8
C atoms and X” denotes F, furthermore OCF .

The compounds of the formula VIII are preferably selected
from the following formulae:

Villa

b
b
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-continued
VIIIb

b

Ville

e eninl )

VIld

(e -
\F

Vllle

/F
DO

VIIIT

LA -O

in which R” and X" have the meanings indicated above. R"
preferably denotes a straight-chain alkyl radical having
1 to 8 C atoms. X" preferably denotes F.

The medium additionally comprises one or more com-
pounds of the following formula:

IX

Yl

(N }m{@}@

Y2

in which R, X®, Y' and Y* have the meaning indicated
above, and

O~

cach, independently of one another, denote
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<)
-

where rings A and B do not both simultaneously denote
cyclohexylene;

The compounds of the formula IX are preferably selected
from the following formulae:

[Xa

OO

[Xb

OO
-

. . /
AL O

; ; /
e esTes

0SeS~e
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-continued
IXh

Ao

in which R” and X" have the meanings indicated above.
Preferably, R” denotes alkyl having 1 to 8 C atoms and
X" denotes F. Particular preference is given to com-
pounds of the formula IXa;

The medium additionally comprises one or more com-
pounds selected from the following formulae:

F F
Y~ y!

Xl

Y4 F F
Y3 Y~ y!

X1I

F
Yl

in which R®, X* and Y'* have the meaning indicated in
formula I, and

cach, independently of one another, denote
O
_® | _<7 >_ )
_C O
O

The compounds of the formulae X, XI and XII are prefer-
ably selected from the following formulae:
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<
oo

CF,O

g
E
O O
—
o
s

Xb

CF,0

e
O O
O
S
4

XC

CF,O

Xd

CF,0

Xe

CF,0

Xla

CE,O

bjj
4

XIb

CF,0

’1'1/@\"11
¢

Xlc

CF,0

G
O
O

n

Xld

'y
iy

CF,0O

1
@
@

o
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-continued
Xlla

20

-continued

XIII-4

F 5 /F
OO =~ OO0

XlIIb
F
O O
O
F

in which R” and X" have the meanings indicated above.
Preferably, R° denotes alkyl having 1 to 8 C atoms and
X" denotes F. Particularly preferred compounds are
those in which Y' denotes F and Y~ denotes H or F,
preferably F. Particular preference 1s given to media
comprising one or more compounds of the formula XIb

in which X"=F.
The medium additionally comprises one or more com-
pounds of the following formula:

XIII
]

-0-0-O-

in which R' and R” each, independently of one another,
denote n-alkyl, alkoxy, oxaalkyl, fluoroalkyl or alkenyl,
cach having up to 9 C atoms, and preferably each, inde-
pendently of one another, denote alkyl having 1 to 8 C
atoms. Y' denotes H or F.

Preferred compounds of the formula XI Hare the com-
pounds of the formulae

XIII-1

—O-0-0O—~
--0-0-0—

b

/
OGO

[-2
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in which

alkyl and alkyl®* each, imndependently of one another,
denote a straight-chain alkyl radical having 1 to 6 C

atoms, and

alkenyl and each, independently of one another, denote a
straight-chain alkenyl radical having 2 to 6 C atoms.

Particular preference 1s given to media comprising one or
more compounds of the formulae XIII-1 and/or XIII-3.

The medium additionally comprises one or more com-

pounds selected from the following formulae:

-O-O-

Y! Y2

<

,\
-0-0-0-

/ /
-G-0-0O-

X1V

XV

XVI

XAVII

OO0

in which R”, X”, Y' and Y~ have the meanings indicated
above. Preferably, R” denotes alkyl having 1 to 8 C

atoms and X" denotes F or ClI:

The compounds of the formulae XIV, XV and XVI are
preferably selected from compounds of the formulae

-0-O~
-0-0-0-

XlVa

XVa
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_continued The medium additionally comprises one or more com-
XVia pounds of the following formula:

b

\ F\ XIX
. Q /O\ /O y ; ?
@ — \—>7 alkenyl 4< H < H X’

in which R” and X" have the meanings indicated above. R”
preferably denotes alkyl having 1 to 8 C atoms. In the
compounds of the formula XIV, X® preferably denotes F 10

or Cl.
The medium additionally comprises one or more com- in which X®,Y" and Y~ have the meanings indicated above,
pounds of the following formulae D1 and/or D2: and “‘alkenyl” denotes C, --alkenyl. Particular prefer-

ence 1s given to compounds of the following formula:

15 XIXa

D1
Y e
(O /
O \ = R 3a /
Y2

D? in which R”* has the meaning indicated above and prefer-
y! ably denotes H;
O »5  The medium additionally comprises one or more tetracy-
; ; clic compounds selected from the formulaec XX to
R A XXVI:

O

\Y2 XX

30 y!

in which Y', Y*, R” and X" have the meaning indicated

above. Preferably, R” denotes alkyl having 1 to 8 C
atoms and X° denotes F. Particular preference is given to RO 30
compounds of the formulae

2

G -G

45 3 1

: 4 vy
R" \ /H F
L - O-0-0-0-

in which R" has the meanings indicated above and, prefer- X
ably denotes straight-chain alkyl having 1 to 6 C atoms,
in particular C,H., n-C H- orn-C.H,,.

Yl
The medium additionally comprises one or more com-
pounds of the following formula: 35 GM o O )
R CoHy X
YZ

XVIII

50

| XXV

60 |

(%) QY OOl We F Y .

in whichY', R' and R* have the meaning indicated above. 65
R' and R* preferably each, independently of one
another, denote alkyl having 1 to 8 C atoms;

2
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-continued
XXV
F Y|
Y2
XXVI

F F vl
F VG

in which Y"* R” and X" each, independently of one

another, have one of the meanings indicated above. X" is
preferably F, Cl, CF,, OCF, or OCHF,. R® preferably

denotes alkyl, alkoxy, oxaalkyl, fluoroalkyl or alkenyl,
cach having up to 8 C atoms.

Preferred media comprise one or more compounds of the
formula

XXVII

F
-~ -O-O-O

in which alkyl and alkyl* each, independently of one
another, denote a straight-chain alkyl radical having 1 to
6 C atoms.

Particular preference 1s given to compounds of the formu-
lae

b
b
b

The compound of the formula XXVII 1s preferably
employed in amounts of 0.5-30% by weight, in particu-
lar 3-25% by weight.

Yl

O X" s preferably —@F,

\

YZ
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-0~ Q-
QO

T
-0 -0

I

/

OCHF>,
O OCI_ _‘12? _<Q>7Cl?
F

OO~

R" is preferably straight-chain alkyl or alkenyl having 2 to
7 C atoms;

X" is preferably F, furthermore OCF,, Cl or CF;
The medium preferably comprises one, two or three com-

pounds of the formula I;

The medium preferably comprises one or more compounds
selected from the group of the compounds of the formu-
lac I, I, 111, V, VI-1, VI-2, XIII, X1V, XV, XVIII, XXIV,
XXVI, XXVII;

The medium preferably comprises one or more compounds

of the formula VI-1;
The medium preferably comprises one or more compounds

of the formula VI-2;

The medium preterably comprises 1-25% by weight, pret-
erably 2-20% by weight, particularly preterably 2-15%
by weight, of compounds of the formula I;

The proportion of compounds of the formulae II-XXVII 1n
the mixture as a whole 1s preferably 20 to 99% by
welght;

The medium preferably comprises 25-80% by weight, par-
ticularly preferably 30-70% by weight, of compounds of
the formulae II and/or III;

The medium preferably comprises 5-40% by weight, par-
ticularly preferably 10-30% by weight, of compounds of
the formula V;
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The medium preterably comprises 3-30% by weight, par-
ticularly preferably 6-25% by weight, of compounds of
the formula VI-1;

The medium preferably comprises 2-30% by weight, par-

ticularly preferably 4-25% by weight, of compounds of
the formula VI-2;

The medium comprises 5-40% by weight, particularly
preferably 10-30% by weight, of compounds of the for-

mula XIII;

The medium preterably comprises 1-25% by weight, par-
ticularly preferably 2-13% by weight, of compounds of
the formula XIV;

The medium preterably comprises 5-45% by weight, par-
ticularly preferably 10-35% by weight, of compounds of
the formula XV;

The medium preferably comprises 1-20% by weight, par-
ticularly pre erably 2-15% by weight, of compounds of
the formula XVII;

The medium additionally comprises one or more com-
pounds of the formulae St-1 to St-3:

St-1

Yl

XD

F

-O-C

in which R®, Y', Y* and X" have the meanings indicated
above. R" preferably denotes straight-chain alkyl, pref-
erably having 1-6 C atoms. X" is preferably F or OCF,.
Y' preferably denotes F. Y~ preferably denotes F. Pref-
erence 1s furthermore given to compounds i which
Y'—F and Y°—H. The compounds of the formulae St-1
to St-3 are preferably employed 1n the mixtures accord-
ing to the invention in concentrations of 3-30% by
weight, 1n particular 5-25% by weight.

The medium additionally comprises one or more pyrimi-
dine compounds of the formula

—~O-O-0O~

in which R” is preferably straight-chain alkyl having 2-5 C
atoms. Preferred mixtures comprise 3-30% by weight, 1in
particular 5-20% by weight, of this (these) pyrimidine
compound(s).

St-2

St-3
Yl
/
.
\

Y2
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Particularly preferred media comprise one or more com-
pounds of the formulae

XIb
F F
O
© - Q X andr
F F
XXVI

F F vl
F VG

in which Y' and Y* preferably both denote fluorine; X°
preferably denotes fluorine, furthermore OCF,. R” in the
compounds XIb and XXV 1s preferably a straight-chain
alkyl radical having 1-6 C atoms, in particular 2-5 C
atoms.

Preferred media comprise at least one compound of the
formula I, at least one compound of the formula XIb, at
least one compound of the formula XXVI and 1n addi-
tion at least one compound of the formula

-0-Q—Q-

in which preferably X" denotes fluorine, furthermore
OCF,, and R° denotes a straight-chain alkyl radical hav-

ing 1-6 C atoms, 1n particular 2-5 C atoms.

It has been found that even a relatively small proportion of
compounds of the formula I mixed with conventional liquid-
crystal matenials, but in particular with one or more com-
pounds of the formulae II to XXVII, results 1n a significant
increase 1n the light stability and 1n low birefringence values,
with broad nematic phases with low smectic-nematic transi-
tion temperatures being observed at the same time, improving
the shelf life. At the same time, the mixtures exhibit very low
threshold voltages and very good values for the VHR on
exposure to UV,

The term “alkyl” or *“‘alkyl*” in this application encom-
passes straight-chain and branched alkyl groups having 1-7
carbon atoms, 1n particular the straight-chain groups methyl,
cthyl, propyl, butyl, pentyl, hexyl and heptyl. Groups having
1-6 carbon atoms are generally preferred.

The term “alkenyl” or “alkenyl®*” in this application
encompasses straight-chain and branched alkenyl groups
having 2-7 carbon atoms, in particular the straight-chain
groups. Preferred alkenyl groups are C,-C,-1E-alkenyl,
C,-C,-3E-alkenyl, C.-C,-4-alkenyl, C,-C,-5-alkenyl and
C,-6-alkenyl, in particular C,-C,-1E-alkenyl, C,-C,-3E-alk-
enyl and C;-C,-4-alkenyl. Examples of particularly preferred
alkenyl groups are vinyl, 1E-propenyl, 1E-butenyl, 1E-pen-
tenyl, 1E-hexenyl, 1E-heptenyl, 3-butenyl, 3E-pentenyl,
3E-hexenyl, 3E-heptenyl, 4-pentenyl, 47-hexenyl, 4E-hex-
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enyl, 4Z-heptenyl, 5-hexenyl, 6-heptenyl and the like. Groups
having up to 5 carbon atoms are generally preferred.

The term “fluoroalkyl” in this application encompasses
straight-chain groups having at least one fluorine atom, prei-
erably a terminal fluornine, 1.e. fluoromethyl, 2-fluoroethyl,
3-tluoropropyl, 4-tluorobutyl, 5-fluoropentyl, 6-fluorohexyl
and 7-fluoroheptyl. However, other positions of the fluorine
are not excluded.

The term “oxaalkyl” or “alkoxy’ 1n this application encom-
passes straight-chain radicals of the formula C H,,  ,—O
(CH,), ,mm which n and m each, independently of one another,
denote 1 to 6. m may also denote 0. Preferably, n=1 and
m=1-6 or m=0 and n=1-3.

Through a suitable choice of the meanings of R” and X,
the addressing times, the threshold voltage, the steepness of
the transmission characteristic lines, etc., can be modified in
the desired manner. For example, 1E-alkenyl radicals,
3E-alkenyl radicals, 2E-alkenyloxy radicals and the like gen-
erally result 1n shorter addressing times, improved nematic
tendencies and a higher ratio between the elastic constants k. ,
(bend) and k;, , (splay) compared with alkyl and alkoxy radi-
cals. 4-Alkenyl radicals, 3-alkenyl radicals and the like gen-
erally give lower threshold voltages and lower values of k,,/
k,, compared with alkyl and alkoxy radicals. The mixtures
according to the mvention are distinguished, in particular, by
high K, values and thus have significantly faster response
times than the mixtures from the prior art.

The optimum mixing ratio of the compounds of the above-
mentioned formulae depends substantially on the desired
properties, on the choice of the components of the above-
mentioned formulae and on the choice of any further compo-
nents that may be present.

Suitable mixing ratios within the range indicated above can
casily be determined from case to case.

The total amount of compounds of the above-mentioned
formulae 1n the mixtures according to the mvention 1s not
crucial. The mixtures can therefore comprise one or more
turther components for the purposes of optimisation of vari-
ous properties. However, the observed effect on the desired
improvement in the properties of the mixture 1s generally
greater, the higher the total concentration of compounds of
the above-mentioned formulae.

In a particularly preferred embodiment, the media accord-
ing to the mvention comprise compounds of the formulae IV
to VIII in which X® denotes F, OCF,, OCHF,, OCH—CF.,
OCF—CF, or OCF,—CF,H. A favourable synergistic action
with the compounds of the formula I results 1n particularly
advantageous properties. In particular, mixtures comprising
compounds of the formulae I, VI and XI are distinguished by
their low threshold voltages.

The individual compounds of the above-mentioned formu-
lae and the sub-formulae thereof which can be used 1n the
media according to the invention are either known or can be
prepared analogously to the known compounds.

The invention also relates to electro-optical displays, such
as, for example, TN, STN, FFS, OCB, IPS, TN-TFT or MLC
displays, having two plane-parallel outer plates, which,
together with a frame, form a cell, integrated non-linear ¢le-
ments for switching individual pixels on the outer plates, and
a nematic liquid-crystal mixture having positive dielectric
amisotropy and high specific resistance located in the cell,
which contain media of this type, and to the use of these media
for electro-optical purposes.

The liqud-crystal mixtures according to the invention
enable a significant broadening of the available parameter
latitude. The achievable combinations of clearing point, vis-
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cosity at low temperature, thermal and UV stability and high
optical anisotropy are far superior to previous, materials from
the prior art.

The mixtures according to the invention are particularly
suitable for mobile applications and high-An TFT applica-

tions, such as, for example, PDAs, notebooks, LCD TVs and
monitors.

The liquid-crystal mixtures according to the invention,
while retaining the nematic phase down to —20° C. and pret-
crably down to —=30° C., particularly preferably down to —40°
C., and the clearing point=70° C., preferably =275° C., at the
same time allow rotational viscosities v, of =120 mPa-s, par-
ticularly preferably 100 mPa-s, to be achieved, enabling
excellent MLC displays having fast response times to be
achieved.

The dielectric anisotropy A€ of the liquid-crystal mixtures
according to the invention 1s preferably =+5, particularly
preferably =+10. In addition, the mixtures are characterised
by low operating voltages. The threshold voltage of the 1ig-
uid-crystal mixtures according to the mnvention is preferably
<1.5V, i particular 1.2 V.

The birefringence An of the liquid-crystal mixtures accord-

ing to the mvention 1s preferably =0.10, particularly prefer-
ably 20.11.

The nematic phase range of the liquid-crystal mixtures
according to the mvention preferably has a width of at least
90°, 1n particular at least 100°. This range preferably extends

at least from -25° C. to +70° C.

It goes without saying that, through a suitable choice of the
components of the mixtures according to the ivention, 1t 1s
also possible for higher clearing points (for example above
100° C.) to be achueved at higher threshold voltages or lower
clearing points to be achieved at lower threshold voltages
with retention of the other advantageous properties. At vis-
cosities correspondingly increased only slightly, 1t 1s likewise
possible to obtain mixtures having a higher A& and thus low
thresholds. The MLC displays according to the invention
preferably operate at the first Gooch and Tarry transmission
minimum [C. H. Gooch and H. A. Tarry, Electron. Lett 10,
2-4,1974; C. H. Gooch and N. A. Tarry, Appl. Phys., Vol. 8,
1575-1584, 1973], where, besides particularly favourable
clectro-optical properties, such as, for example, high steep-
ness of the characteristic line and low angle dependence of the
contrast (German patent 30 22 818), lower dielectric anisot-
ropy 1s sullicient at the same threshold voltage as 1n an analo-
gous display at the second minmimum. This enables signifi-
cantly higher specific resistance values to be achieved using
the mixtures according to the invention at the first minimum
than 1n the case of mixtures comprising cyano compounds.
Through a suitable choice of the individual components and
their proportions by weight, the person skilled 1n the art 1s
able to set the birefringence necessary for a pre-specified
layer thickness of the MLC display using simple routine
methods.

Measurements of the voltage holding ratio (HR) [S. Mat-
sumoto et al., Liquid Crystals 5, 1320 (1989); K. Niwa et al.,
Proc. SID Conference, San Francisco, June 1984, p. 304
(1984); G. Weber et al., Liquid Crystals 5, 1381 (1989)] have

shown that mixtures according to the invention comprising,
compounds of the formula I exhibit a significantly smaller
decrease 1n the HR on UV exposure than analogous mixtures
comprising cyano-phenylcyclohexanes of the formula
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Code for R
R CN R4", LY, L7, L R R=" LYY 127
nm CHH2H+1 CmH2m+l H H
i nOm CoHl OC,Hap H H
nO.m OC, H,,., C, H, H H
or esters of the formula n CH,,., CN H H
nN.F C.H,,., CN F H
nN.EF C.H,,., CN F F
r 0 nF C.H,,., F H H
5 // nCl C.H, ., Cl H H
| / nOF OC,H,,., F H H
nF.F C.H,,., F F H
R O «—0 Q N nF.F.F o : F F F
nOCF, C.H,,., OCF, H H
< nOCF,.F CH, . OCF, F H
n-Vm C.H,,., __ CH=CH-C,H,,., H H
instead of the compounds of the formula I. nV—vm  C,H,,,,—CH=CH CH=-CH—C,H,,,, H H
The light stability and UV stability of the mixtures accord-
ing to the mvention are considerably better, 1.e. they exhibit a Preferred mixture components are shown in Tables A and
significantly smaller decrease in the HR on exposure to light >y p
or UV. Even low concentrations of the compounds (<10% by
weight) of the formula I 1n the mixtures increase the HR by TARIE A
6% or more compared with mixtures from the prior art.
. . . ¥
The construction of the MLC display according to the .
invention from polarisers, electrode base plates and surface- 2> N
treated electrodes corresponds to the usual design for displays Rl R2*
of this type. The term usual design 1s broadly drawn here and <

also encompasses all dervatives and modifications of the
MLC display, 1n particular including matrix display elements L=
based on poly-S1 TFT's or MIM. PYP

A significant difference between the displays according to
the invention and the hitherto conventional displays based on /
the twisted nematic cell consists, however, in the choice of the Q
R

ﬁquid-crystal parameters of the liquid-crystal layer. 35

The liquid-crystal mixtures which can be used in accor- N
dance with the mvention are prepared 1n a manner conven-
tional per se, for example by mixing one or more compounds
of the formula I with one or more compounds of the formulae
[I-XXVII or with further liquid-crystalline compounds and/
or additives. In general, the desired amount of the compo-
nents used 1n the smaller amount 1s dissolved in the compo-
nents making up the principal constituent, advantageously at R!* 8|
clevated temperature. It is also possible to mix solutions of the

components 1n an organic solvent, for example 1n acetone,
chloroform or methanol, and to remove the solvent again, for I

example by distillation, after thorough mixing.
© o L)=O-O~ )
CBC

55 R H H R%

PYRP
40

45

The dielectrics may also comprise further additives known
to the person skilled in the art and described in the literature,
such as, for example, UV stabilisers, such as Tinuvin® from
Ciba, antioxidants, free-radical scavengers, nanoparticles,
etc. For example, 0-15% of pleochroic dyes or chiral dopants

can be added. Suitable stabilisers and dopants are mentioned
below 1n Tables C and D.

In the present application and in the examples below, the
structures of the liqud-crystal compounds are indicated by
means of acronyms, the trans-formation into chemical formu-
lae taking place 1n accordance with Tables A and B below. All 1%
radicals C_ H, ., and C_H, . are straight-chain alkyl radi- 60

CCH

cals having n and m C atoms respectively; n, m and k are

integers and preferably denote 0,1, 2,3,4,5,6,7,8,9, 10, 11 R H H O R2*
or 12. The coding 1n Table B is selif-evident; In Table A, only

the acronym for the parent structure 1s indicated. In individual \

cases, the acronym for the parent structure 1s followed, sepa- 65 L

rated by a dash, by a code for the substituents R'*, R**, ['*
and [.%%*:

CCP
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TABLE A-continued TABLE A-continued
IR
5 R1*4< 81 >—< 81 %COO@%RZ*
Rﬁﬂ——<i }[:>>———<<:::j>>——{zzzc R?*
CP
LZ* LH

CPIP 10
¥ 2%
1# 2% \LZ*
R C,H, C=C R
15 BECH

L7
CEPTP
OO0
L 20
\Lz*

RI* H H C R%*
__*<j___>>___<i > 2H4 EBCH
L2$ 25 R1*4<:>_<©\ /:%Rz*
ECCP //. \\
CPC

1*
[ e
30
2 R]* Rz*
\ i

CECP 35

N 4< ] %% ‘<O§’R ) RKOZ_QHW{O% F

F F
EPCH /
45
IR RI* H R%
" p 2" CGG
F }/F
50
127 //
RI* R
PCH \\

LH \

55 F

CGU
R”-—{@i:::j>———czzu: R2" j/F

s Oa e e

CCPC
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TABLE B
F
O
CHH2H+14<7 > < H %CEOA@*F
\
F
ACQU-n-F
CHH2H+14< H >_©>_Cl
CP-n-Cl

b b
5 /
CHH2H+14<:>_©>_<Q27CFEO F
b b

APUQU-n-F
b
CHour 1_< H >_©_© >7 CrHom+1
BCH-neFm
I3
b b
CFU-n-F
b
CHH2H+14<E>_© @7 F
BCH-nFe+F
/F
b
BCH-nFeF+F
CrHour H O H CoHomr
b

34
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TABLE B-continued

CHH2H+14< H >_< H %CZI_LI-A@?CIHHEIH-H

CHH2H+14®—®COO@F
\F
ananA@—@—@fcmHmﬂ
/)
CHH2H+14<E>—<Q>—<Q>—F
CHH2H+14<?>—<:O> @F
\F
w 4
\F
/)

/F

CPZ(G-n-0O1

36
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TABLE B-continued

CC-nV-Vm
CPP-n-F
CCP-Vn-m

CCG-V-F
CHopt
CCP-nV-m
CC-n-V

F

CCQU-n-F
CHH2H+1 H H \

CoHopr

CC-n-Vm
N/ \Q Q/ N2\
C,H,,. / CrnHom+

CPPC-nV-Vm

R AWaANYg W

CCQG-n-F
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TABLE B-continued
b
CHH2H+14< H %CFZO F
I3
CQU-n-F
/F
CHH2H+14<_>
O F
I3
Dec-U-n-F
b
I3
CWCU-n-F
b
CPGP-n-m
/F
CWCG-n-F
CCOC-n-m
/F
CHH2H+14< H >_<C>>_QiOCH=CF2
b
CPU-n-OXF

N
CHH2H+14<E>—<:O> <Q>—CF20 F

CDUQU-n-F

40



US 8,834,744 B2

41
TABLE B-continued

I3

/

- O—C

\

F
CPTU-n-F
F F
/
C,Hs,m 1 O O>+<O>—F
\
F
GPTU-n-F
F
CHH2H+1—<O>7CF20 F
F
PQU-n-F
F F
\ / /
CHH2H+14<O / \O>7 CF204<©27 F
\
F F
PUQU-n-F
F F
~~0-0-0-
F
PGU-n-F
F
/
OO
CGZP-n-OT

/ /

CCGU-n-F
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TABLE B-continued

AW aTe W

CCQG-n-F

) / /
OO

DPGU-n-F

| /o
CHH2H+1{O> <Q> <O> QOCE

DPGU-n-

OT

F F

\F \F
CUQU-n-F

I
I

CCCQU-n-F

/ /
kOO

aweWe' @

CPGU-n-F

44
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TABLE B-continu

et m g W

/ /
—-F-O-
OO~

H;C —<C>>—<C>>7CHH2H—\_
CmHZH-IH
PP-1-nVm

F
F
CWCQU-n-F

/ /
=-—~O-O-0-Q~

/ / /

PGUQU-n-F

/ /
kGO
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TABLE B-continued

;
o~~~

PGP-n-kVm
CoHopt1 O Q (CH2)F{_\_
CmH2m+l
PP-n-kVm
PCH-nCl
F
GP-n-Cl

GGP-n-F

b b

\ \

PGIGI-n-F

CHH2H+1 Q O Cl

GGP-n-Cl

Particular preference 1s given to liquid-crystalline mixtures 65
which, besides the compounds of the formula I, comprise at
least one, two, three, four or more compounds from Table B.

48
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TABLE C

g Wg W

CHa

C15

H
CZHS—CH—CH2~<O>—Q CN

CH;

CB 15

O
*
CH{;— CH—O
‘ 04<<:>>7C5H11

CH;

CM 21

O
C6H1304<©>—< O
O
3
0—(‘3}1—06}113

CH;

R/S-811

H
CgHj% H >—< H >—©>—CH2—(‘3H—C2H5
CH;

CM 44

C,H;

CM 45

CSH”O@@%_;H{Q

CoHs

CM 47

H3C,,, CH;

H,C
CH;
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TABLE C-continued
F
/ (‘3H3
C3H¢4< H >—< H >—<Qz70CH—C5H13
F
R/S-2011
F\ /F
C3H?4< H >_< H >_<O>70\*/C5H11
R/S-3011
F
C5H114@ \ H Q OCH—CgH 3
\F
R/S-4011
O—O—\
) Co
(™
R/S-5011

@)
C5H114<:>—©7COO—CH2—\CHK—OOC—<O>—< H %QH”

R/S-1011

50
Table C indicates possible dopants which are generally

added to the mixtures according to the mvention. The mix-
tures preferably comprise 0-10% by weight, in particular
0.01-5% by weight and particularly preferably 0.01-3% by
weight of dopants.

TABLE D

Hopi CH2 _Cio}l

52
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BN

Sallie®
.
g W
>T

CHH2H+1

wheren=1,2,3,4,5,6o0r7

(Do

X
g

9_
_6
( )—en

HO OH



HO

HO

US 8,834,744 B2

35
TABLE D-continued

ngrc lg_COO_C2H4 4<O>7 OH

£

9_

\ / O OH
~A
i %O O O O
)

N
CHH2H+ 14<©>_©7 F |
N

where n =2, 3,4, 5, preferably n =5
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N
O
O
O
N
N
O
O
O
N

Stabilisers which can be added, for example, to the mix-
tures according to the invention in amounts of 0-10% by
weight are mentioned below.

The following examples are intended to explain the mven-
tion without limiting 1t.

Above and below, percentage data denote percent by
weight. All temperatures are indicated 1in degrees Celsius.
m.p. denotes melting point, cl.p.=clearing point. Further-
more, C=crystalline state, N=nematic phase, S=smectic
phase and I=1sotropic phase. The data between these symbols
represent the transition temperatures. Furthermore,

An denotes the optical anisotropy at 589 nm and 20° C.,
v, denotes the rotational viscosity (mPa-s) at 20° C.,

V,, denotes the voltage (V) for 10% transmission (viewing
angle perpendicular to the plate surface), (threshold
voltage),

A€ denotes the dielectric anisotropy at 20° C. and 1 kHz
(A= -& |, where & denotes the dielectric constant
parallel to the longitudinal axes of the molecules and &,
denotes the dielectric constant perpendicular thereto).

The electro-optical data are measured ina TN cell at the 1st
mimmum (1.e. at a d-An value of 0.5 um) at 20° C., unless
expressly indicated otherwise. The optical data are measured
at 20° C., unless expressly indicated otherwise. All physical
properties are determined 1n accordance with “Merck Liquid

Crystals, Physical Properties of Liquid Crystals™, status
November 1997, Merck KGaA, Germany, and apply for a
temperature of 20° C., unless explicitly indicated otherwise.
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CC-3-V
ACQU-3-F
PUQU-3-F
CCP-V-1
APUQU-2-F
APUQU-3-F
PGUQU-3-F
CPGU-3-OT
DPGU-3-F

CC-3-V
ACQU-3-F
PUQU-3-F
CCP-V-1
APUQU-2-F
APUQU-3-F
PGUQU-3-F
CPGU-3-OT
DPGU-3-F

06

EXAMPLE 1

34.00% Clearing point [° C.]:
10.00% A n [589 nm, 20° C.]:
15.00% A € [kHz, 20° C.]:

8.00% v, [mPa - s, 20° C.]

6.00% ViolVI]:

7.00%

9.00%

4.00%

7.00%

EXAMPLE 2

32.00% Clearing point [° C.]:
15.00% S —= N[°C.]:
15.00% A n [589 nm, 20° C.]:

7.00% A € [kHz, 20° C.]:

6.00% v, [mPa - s, 20° C.]:

7.00% Viol[V]:

8.00%

5.00%

5.00%

77.5
0.1146
+18.7
100
1.02

76
-30
0.1115
+18.8
99
1.01
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(L]
(o

CC-3-V 30.00% Clearing point [° C.]:
ACQU-2-F 6.00% S—=N[°C.]:
ACQU-3-F 12.00% A n [589 nm, 20° C.]:
PUQU-3-F 15.00% A € [kHz, 20° C.]:
CCP-V-1 7.00% v, [mPa - s, 20° C.]:
APUQU-2-F 6.00% Vio[V]:
APUQU-3-F 7.00%
PGUQU-3-F 7.00%
CPGU-3-0OT 5.00%
DPGU-3-F 5.00%
EXAMPLE 4
CC-3-V 34.00% Clearing point [° C.]:
ACQU-2-F 3.00% S —= N[°C.]:
ACQU-3-F 12.00% A n [589 nm, 20° C.]:
PUQU-3-F 14.00% A € [kHz, 20° C.]:
PGP-2-4 2.00% v, [mPa - s, 20° C.]:
CCP-V-1 5.00% Vio [V
APUQU-2-F 6.00%
APUQU-3-F 7.00%
PGUQU-3-F 7.00%
CPGU-3-QT 5.00%
DPGU-3-F 5.00%
EXAMPLE 3
CC-3-V 2'7.00% Clearing pomnt [° C.]:
ACQU-2-F 7.00% S—=N[°C.]:
ACQU-3-F 12.00% An [589 nm, 20° C.]:
PUQU-3-F 15.00% Ae [kHz, 20° C.]:
CCP-V-1 8.00% ¥, [mPa - s, 20° C.]:
PGP-2-4 3.00% ViolV]:
APUQU-2-F 6.00%
APUQU-3-F 7.00%
PGUQU-3-F 7.00%
DPGU-3-F 2.00%
DPGU-4-F 3.00%
DPGU-5-F 3.00%
EXAMPLE 6
CC-3-V 30.00%
ACQU-2-F 4.00%
ACQU-3-F 12.00%
PUQU-3-F 15.00%
CCP-V-1 9.50%
PGP-2-4 2.50%
APUQU-2-F 6.00%
APUQU-3-F 7.00%
PGUQU-3-F 7.00%
DPGU-3-F 4.00%
DPGU-4-F 3.00%
EXAMPLE 7
CC-3-V 45.00% Clearing point [° C.]:
CC-3-V1 10.00% An [589 nm, 20° C.]:
PGU-3-F 4.00% Ae [kHz, 20° C.]:
PUQU-3-F 7.00% v, [mPa - s, 20° C.]:

US 8,834,744 B2

74
—-30
0.1095
+19.3
103
0.97

74
—-30
0.1109
+17.7
94
1.01

74.5
-25
0.1132
+20.2
106
0.96

79
0.1104

+4.8
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-continued

CCP-V-1 11.00% ViolV]: 1.93
PGP-2-2V 13.00%
PGUQU-3-F 3.00%
DPGU-4-F 7.00%

EXAMPLE 8
CC-3-V 40.00% Clearing point [° C.]: 75
CC-3-V1 8.00% An [589 nm, 20° C.]: 0.1146
PUQU-3-F 12.00% Ae [kHz, 20° C.]: +8.5
PGU-.3-F 6.00% v, [mPa - s, 20° C.]: 59
PGP-2-2V 8.00% Viol[V]: 1.47
CCP-V-1 10.50%
APUQU-3-F 3.50%
PGUQU-3-F 5.00%
DPGU-4-F 7.00%

EXAMPLE 9
CC-3-V 44.00% Clearing point [° C.]: 75.5
CC-3-V1 5.00% An [589 nm, 20° C.]: 0.1255
PGU-3-F 8.00% Ae [kHz, 20° C.]: +8.6
PUQU-3-F 5.00% v, [mPa - s, 20° C.]: 58
PGP-2-2V 13.00% Vio[V]: 1.50
CPU-3-OXF 9.00%
APUQU-2-F 4.00%
PGUQU-3-F 5.00%
DPGU-4-F 7.00%

EXAMPLE 10
CC-3-V 44.00% Clearing point [° C.]: 74.5
PGP-2-3 3.00% An [589 nm, 20° C.]: 0.1147
CPU-3-OXF 20.00% Ae [kHz, 20° C.]: +12.3
PUQU-3-F 7.00% v, [mPa - s, 20° C.]: 68
APUQU-2-F 6.00% Viol[V]: 1.20
APUQU-3-F 8.00%
PGUQU-3-F 6.00%
DPGU-4-F 6.00%

EXAMPLE 11
CC-3-V 39.00% Clearing point [° C.]: 74.5
PGU-3-F 7.00% An [589 nm, 20° C.]: 0.1125
PUQU-3-F 14.00% Ae [kHz, 20° C.]: +12.9
CCP-V-1 16.00% v, [mPa - s, 20° C.]: 72
APUQU-2-F 5.00% Vio[V]: 1.17
APUQU-3-F 6.00%
PGUQU-3-F 7.00%
DPGU-3-F 3.00%
DPGU-4-F 3.00%

EXAMPLE 12
CC-3-V 37.50% Clearing point [° C.]: 74
CC-3-V1 8.50% An [589 nm, 20° C.]: 0.1222
PGP-2-2V 8.00% Ae [kHz, 20° C.]: +12.3
CCP-V-1 3.00% v, [mPa - s, 20° C.]: 69



69
-continued

PGU-3-F 9.00% Vio V] 1.23
PUQU-3-F 10.00%
PGUQU-3-F 4.00%
APUQU-2-F 6.00%
APUQU-3-F 6.00%
DPGU-4-F 8.00%

EXAMPLE 13
CC-3-V 30.00% Clearing point [° C.]: 74
ACQU-3-F 12.00% An [589 nm, 20° C.]: 0.1117
PGU-3-F 7.00% Ae [kHz, 20° C.]: +18.3
PUQU-3-F 14.00% v, [mPa - s, 20° C.]: 96
CCP-V-1 10.00% Vio[V]: 0.99
CDUQU-3-F 8.00%
APUQU-3-F 6.00%
PGUQU-3-F 7.00%
DPGU-3-F 3.00%
DPGU-4-F 3.00%

EXAMPLE 14
CC-3-V 29.50% Clearing pomnt [° C.]: 74.5
ACQU-3-F 11.50% An [589 nm, 20° C.]: 0.1131
PGU-3-F 7.00% Ae [kHz, 20° C.]: +18.8
PUQU-3-F 14.00% ¥, [mPa - s, 20° C.]: 102
CCP-V-1 10.00% Vio[V]: 0.98
CDUQU-3-F 8.00%
APUQU-3-F 7.00%
PGUQU-3-F 7.00%
DPGU-3-F 3.00%
DPGU-4-F 3.00%

EXAMPLE 15
CC-3-V 19.00% Clearing point [° C.]: 73.5
PGU-3-F 6.00% An [589 nm, 20° C.]: 0.1125
ACQU-2-F 12.00% Ae [kHz, 20° C.]: +23.8
ACQU-3-F 14.00% ¥, [mPa - s, 20° C.]: 131
PUQU-3-F 13.00% ViolV]: 0.86
CCP-V-1 10.00%
APUQU-2-F 8.00%
APUQU-3-F 7.00%
PGUQU-3-F 3.00%
DPGU-4-F 8.00%

Examples 1-15 are particularly suitable for TN-TFT appli-

cations.

PGUQU-3-F
PGP-2-4
CCP-V-1
CC-3-V
CC-3-V1
APUQU-2-F
APUQU-3-F
DPGU-3-F

EXAMPLE 16

IPS Mixture

7.00% Clearing point [° C.]:

6.00% An [589 nm, 20° C.]:
11.00% Ae [kHz, 20° C.]:
50.00% v, [mPa - s, 20° C.]:

4.00%

8.00%

7.00%

7.00%

82
0.1015

+7.4
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PGUQU-3-F
PGU-3-F
GGP-3-Cl
CP-3-Cl
CC-3-V
CCP-V-1
CCP-V2-1
PGP-2-3
PGP-2-4
APUQU-2-F
DPGU-3-F

DPGU-3-F
PGU-2-F
PGU-3-F
PPGU-3-F
PUQU-3-F
PGUQU-3-F
CC-4-V
CC-3-V1
CCP-V-1
CCP-V2-1
CPGP-4-3
CP-3-Cl
GGP-3-Cl

DPGU-3-F
BCH-2F.F
CC -4-V
CCH-34
CCP-V-1
CP-3-Cl
CPGP-4-3
CPGP-5-2
CPGP-5-3
CPP-2-F
CPP-3-F
PGU-3-F
PGU-5-F
PGUQU-3-F
PUQU-2-F
PUQU-3-F

70

EXAMPLE 17
IPS Mixture

6.00%
7.00%
4.00%
3.00%

Clearing point [° C.]:
An [589 nm, 20° C.]:

Ae [kHz, 20° C.]:
Y, [mPa-s, 207 C.]:

3%8.00%
15.00%

3.00%
6.00%
6.00%
5.00%
7.00%

EXAMPLE 18
OCB Mixture

5.00%
4.00%
8.00%
2.00%
7.00%
8.00%

22.00%
10.00%
18.00%

2.00%
6.00%
2.00%
6.00%

Clearing point [° C.]:
An [589 nm, 20° C.]:

Ae [kHz, 20° C.]:
Y, [mPa-s, 207 C.]:
VielV]:

EXAMPLE 19
OCB Mixture

3.00%
5.00%

12.00%

4.00%
5.00%
4.00%
4.00%
9.00%
7.00%
3.00%
3.00%
6.00%
8.00%
5.00%
6.00%

16.00%

Clearing point [° C.]:
An [589 nm, 20° C.]:

Ae [kHz, 20° C.]:
Y, [mPa-s, 207 C.]:

The invention claimed 1s:
1. A liguid-crystalline comprising:
one or more compounds of the formula I

> I

O

1. 14

and

89.5
0.1299

+7.1

76

99.5
0.1398
+10.1
112
1.30

99
0.1599
+13.8
159
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one or more compounds of selected from formulas VI-2,
VII-1a, VII-1b, IX, X, XI, XII and XXVI:

Y NG
Yo v

>_<H

<

g

Vil-1a

CF>0

A
Y

VII-1b

¢

H CF,0O

28 b b

=

¢

B CF,0O

1
X
Y

Y2
X
F F
Y2 vyl
X1
Y4 F F
Y Y~ Y!
X1I
F
Yl
XXVI
F F vl
F Y2
wherein

R® denotes an alkyl or alkoxy radical having 1 to 15 C
atoms, where, 1n addition, one or more CH,, groups 1n
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72

these radicals may each be replaced, independently of
one  another, by —C=(C—  —CF,0—,
—CH—/CH—,

O OO

O—, —CO—0O— or —O—CO— 1n such a way
that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X" denotes F, Cl, CN, SF., SCN, NCS, a halogenated
alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms,

['~° each, independently of one another, denote H or F,

rings A and B each, independently, denote

~

Y '° each, independently of one another, denote H or F.

2. The liquid-crystalline medium according to claim 1,

wherein said one or more compounds of formula I are
selected from compounds of the following formulas:

0-0-0-
O-C-C-
OO0
-0~

3. The liquid-crystalline medium according to claim 1,
wherein X in formulas I, VI-2, VII-1a, VII-1b, IX, X, X1, XII
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and XXVI 1s F, Cl or a mono- or polyfluormated alkyl or
alkoxy radical having 1, 2 or 3 C atoms or a mono- or poly-
fluorinated alkenyl radical having 2 or 3 C atoms.

4. The hiquid-crystalline medium according to claim 1,
wherein X in formulas I, VI-2, VII-1a, VII-1b, IX, X, X1, XII
and XXVI 1s F, Cl, CF;, CHF,, OCF;, OCHF,, OCFHCF;,
OCFHCHF,, OCFHCHF,, OCF,CH,, OCF,CHF,,
OCF,CHF,, OCF,CF,CHF,, OCF,CF,CH,F,
OCFHCF,CF;, OCFHCF,CHF,, OCH=—CF,, OCF—CF .,
OCF,CHFCF;, OCF,CF,CF;, OCF,CF,CCIF -,
OCCIFCF,CF;, CF=CF,, CF—CHF or CH=—CF.,.

5. The liquid-crystalline medium according to claim 1,
wherein X° in formulas I, VI-2, VII-1a, VII-1b, IX, X, X1, XII
and XX VI denotes F or OCF,.

6. The liguid-crystalline medium according to claim 1,
wherein R° in formulas 1, VI-2, VII-1a, VII-1b, IX, X, X1, XII

and XXVI denotes straight-chain alkyl or alkoxy having 1 to
8 C atoms or straight-chain alkenyl or alkenyloxy having 2 to

7 C atoms.

7. The liquid-crystalline medium according to claim 3,
wherein R" in formulas 1, VI-2, VII-1a, VII-1b, IX, X, X1, XII
and XXVI denotes straight-chain alkyl or alkoxy having 1 to
8 C atoms or straight-chain alkenyl or alkenyloxy having 2 to
7 C atoms.

8. The liquid-crystalline medium according to claim 1,
wherein in formula I, [.° and L.° both denote H, I.° denotes F,
and L' and .* both denote F.

9. The liguid-crystalline medium according to claim 1,
wherein said medium further comprises one or more com-
pounds selected from the compounds of formulae VI-2a to

VI-2f1:

VI-2a

b b
b b

VI-2b

-0

VI-2c

-0-Q-O-

VI-2d

-
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7
-O-0—0
/ /
-O-O—Q

wherein

R® denotes an alkyl or alkoxy radical having 1 to 15 C
atoms, where, 1n addition, one or more CH,, groups 1n
these radicals may each be replaced, independently of

one another, by —C=(C—  —CF,O0—,
—CH—CH—,
O—, —CO—0— or —O—CO— 1n such a way

that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X" denotes F, Cl, CN, SF., SCN, NCS, a halogenated
alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms.

10. The liquid-crystalline medium according to claim 1,
wherein said medium contains one or more compounds of

formula IX and said compounds are selected from formulae
IXa-IXh:

[Xa

O

[Xb

; /
OO
; /
A G
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-continued
IXd

A
OO
OO
Soses=es
D

wherein

R® denotes an alkyl or alkoxy radical having 1 to 15 C
atoms, where, 1n addition, one or more CH,, groups 1n
these radicals may each be replaced, independently of

one another, by —C=(C—  —CF,O0—,
—CH—CH—,
—0O0—, —CO—0— or —O—CO— 1n such a way

that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X" denotes F, Cl, CN, SF., SCN, NCS, a halogenated

alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms.

11. The hquid-crystalline medium according to claim 1,

wherein said medium contains one or more compounds of
formula X and said compounds are selected from formulae

Xa-Xxe:

Xa

CF,0 )&

5
R
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b
O
b

76
-continued
Xb
F F
O O
0{ CF,0 X!
O
Y? Y!
Xc
F F
O
-O-O-Q-Q
Y? Y!
Xd
F F
O
RY 6 O CF,0 X!
Y? Y!
Xe
F F
O
R”4<E>—<: CF,0O X!
O
Y? Y!

wherein

R® denotes an alkyl or alkoxy radical having 1 to 15 C
atoms, where, 1n addition, one or more CH,, groups 1n
these radicals may each be replaced, independently of

one  another, by —C=(C—  —CF,O0—,
—CH=—CH—,
O—, —CO—0O— or —O—CO— 1n such a way

that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X® denotes F, C1, CN, SF., SCN, NCS, a halogenated

alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms.

12. The liquid-crystalline medium according to claim 1,

wherein said medium contains one or more compounds of
formula XI and said compounds are selected from formulae

XIa-X1d:

Xla
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XIb
b b
O
b b
Xlc
bF b
Y? Y!
XId
b b b
Y? Y!
wherein

R® denotes an alkyl or alkoxy radical having 1 to 15 C

atoms, where, 1n addition, one or more CH,, groups 1n

these radicals may each be replaced, independently of
one another, by —C=(C—  —CF,O0—,
—CH=—CH—,

O OO

—0O—, —CO—0— or —O—CO— 1n such a way
that O atoms are not linked directly to one another,

and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X® denotes F, Cl, CN, SF., SCN, NCS, a halogenated

alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms.

13. The liquid-crystalline medium according to claim 1,

wherein said medium contains one or more compounds of

formula X1II and said compounds are selected from formulae
XIIa-XIIb:

Xlla

F
O O
O

Xl1Ib

I3
O O
O

F

wherein
R® denotes an alkyl or alkoxy radical having 1 to 15 C

atoms, where, 1n addition, one or more CH,, groups 1n
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78
these radicals may each be replaced, independently of
one  another, by —C=(C—  —CF,O0—,

—CH=CH—,

O OO

O—, —CO—0O— or —O—CO— 1n such a way
that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X® denotes F, Cl, CN, SF., SCN, NCS, a halogenated
alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms.

14. The liquid-crystalline medium according to claim 1,
wherein said medium contains one or more compounds of

formula XIb

XIb

b b
O
b b

and/or
one or more compounds of the formula XXVI

XXVI

F F vl
F VG

wherein
R® denotes an alkyl or alkoxy radical having 1 to 15 C
atoms, where, 1n addition, one or more CH,, groups 1n
these radicals may each be replaced, independently of

one another, by —CF,O0—, —CH—CH—,

O OO

O—, —CO—0O— or —O—CO— 1n such a way
that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X" denotes F, Cl, CN, SF., SCN, NCS, a halogenated
alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms.

15. The liquid-crystalline medium according to claim 1,
wherein said medium comprises 1-25% by weight of com-
pounds of the formula I.

16. The liquid-crystalline medium according to claim 1,
wherein said medium further comprises 3-30% by weight of
one or more compounds of formula VI-1
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VI-1
Yl

-O-0-0-

Y

Y

wherein
R® denotes an alkyl or alkoxy radical having 1 to 15 C
atoms, where, 1n addition, one or more CH,, groups in
these radicals may each be replaced, independently of

one  another, by —C=(C—  —CF,O0—,
—CH—CH—,
—0O—, —CO—0— or —O—CO— 1n such a way

that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms,

X® denotes F, Cl, CN, SF., SCN, NCS, a halogenated
alkyl radical, a halogenated alkenyl radical, a haloge-
nated alkoxy radical or a halogenated alkenyloxy
radical having up to 6 C atoms.

17. The hquid-crystalline medium according to claim 1,

wherein said medium further comprises compounds of the
formulae II and/or 111

11

[11

wherein

A 1s 1,4-phenylene or trans-1,4-cyclohexylene,

aisOorl,

R is alkenyl having 2 to 9 C atoms,

R* is an alkyl or alkoxy radical having 1 to 15 C atoms,
where, 1n addition, one or more CH, groups 1n these

radicals may each be replaced, independently of one
another, by —C=(C—, —CF,0—, —CH—CH—,

O OO

—0O0—, —CO—0— or —O—CO— 1n such a way
that O atoms are not linked directly to one another,
and where, 1n addition, one or more H atoms may be
replaced by halogen atoms.
18. The liquid-crystalline medium according to claim 17,
wherein said medium comprises 30-70% by weight of com-
pounds of the formulae II and/or II1.
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19. The liguid-crystalline medium according to claim 16,
wherein said medium comprises 2-30% by weight of com-
pounds of the formula VI-2.

20. The liguid-crystalline medium according to claim 16,
wherein said medium comprises 4-25% by weight of com-
pounds of the formula VI-2.

21. The liguid-crystalline medium according to claim 17,
wherein said medium comprises 25-80% by weight of com-
pounds of the formulae 11 and/or III.

22. The liguid-crystalline medium according to claim 17,
wherein said compounds of the formulae II and/or III are
selected from the following formulae:
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-continued -continued
111

A OO
/ IMla

OO T “%OHO%\_

/ N OO

[1Ib

15
o T wherein
/ <_>_<_>_\\ R** and R** each, independently of one another, denote
/ \ H, CH,, C,H; or C;H-, and
20 “alkyl” denotes a straight-chain alkyl group having 1 to
I1o 3 C atoms.

23. The liguid-crystalline medium according to claim 22,
wherein said compounds of the formulae II and/or III are
/ \ compounds of formulae ITa and IIf in which R*“ denotes H or

CH.,, compounds of formula IIc in which R*# and R** denote

H, CH; or C,H;, and/or compounds of formulae I11a or I1Ib 1n
which R*# denotes H or CH,.

¥ ¥ # ¥ ¥
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UNITED STATES PATENT AND TRADEMARK OFFICE
CERTIFICATE OF CORRECTION

PATENT NO. : 8,834,744 B2 Page 1 of 1
APPLICATION NO. : 13/966929

DATED . September 16, 2014

INVENTOR(S) . Wittek et al.

It is certified that error appears in the above-identified patent and that said Letters Patent is hereby corrected as shown below:

In The Claims

Column 78, line 48 reads “one another, by -CF,0-, -CH=CH-,” should read
-- one another, by -C=C, -CF,0-, -CH=CH-, --

Signed and Sealed this
Twenty-fourth Day of March, 2013

TDecbatle X oo

Michelle K. Lee
Director of the United States Patent and Trademark Olffice



	Front Page
	Specification
	Claims
	Corrections/Annotated Pages

